Ci 8 Hi2Br 2 S3, monoclinic, />12i/cl (no. 14), a = 11.948(2) Â, b = 7.985(1) Â, c = 19.863(3) k,ß = 105.998(2)°, V= 1821.6 Â 3 , Z = 4, Rgt(F) = 0.037, wR nf (F) = 0.100, Γ =296 Κ.
Source of material
2,3-Bis(5-bromo-3-methylthiophen-2-yl)benzo [b] thiophene was synthesized by brominatíon of 2,3-bis(3-methylthiophen-2-yl)benzo [b] thiophene, which was obtained according to our early published method [1] . To a stirred solution of 2,3-bis(3-methylthiophen-2-yl)benzo [b] thiophene (90 mg, 0.276 mmol) in acetic acid (20 mL) and chloroform (20 mL) at 0°C, N-bromosuccinimide (NBS) (117.6 mg, 0.662 mol) was slowly added. The reaction mixture was stirred for 3 h at 0 °C in the dark. After filtered, the fíltrate was neutralized and extracted with ether. The ether extract was washed with water, saturated NaCl, dried over Mg 2 S04, filtered and concentrated. Column chromatography on silica gel with petroleum ether afforded 123 mg of the target compound in 92 % yield. Colorless block-shaped single crystals suitable for X-ray diffraction was obtained by slow evaporation of its solution in hexane. NMR data are available in the CIF.
Experimental details
All H atoms attached to C were fixed geometrically and treated as riding with d(C-H) = 0.96 Â (methyl) or 0.93 Λ (aromatic) with f/iso(H) = 1.5 i/eq(methyl) or l/iso(H) = 1.2 i/eq(aromatic).
Discussion
The tide crystal structure is built up from CieHi2Br2S3 molecule (figure, top). The crystal packing is generated only one kind of hydroen bond (C6-H6-Br2\ symmetry code i: 2-x,0.5+y,l .5-z). The donor-acceptor distance is 3.193(1) Â with the bond angle 149.4(3)°. The prevalent interactions observed in the crystal are C-Η -π interactions including intra-and intermolecular interactions. The intramolecular C-H-jr interactions are C13-H13C-π" (C2/C3/C8/C7/S1, symmetry code ii: x,y¿), C18-Η180··π" (C2/C3/C8/C7/S1 ), and C13-H13A-π" (C14/C15/ C16/C17/S3). The local configurations correspond to type V interactions [2] . The typical parallel conformation of the packed molecules in the crystals is stabilized by the intra-molecular C-H-jr interactions. The parallel conformation of the two thiophene rings leads to the lost of the photochromic reactivity of the crystals [3] . Four kinds of intermolecular C-Η· -π interactions are observed (figure, bottom): C18-H18C···:*'" (C2/C3/C8/ C7/S1, symmeüy code iii: *,1.5-y,0.5+z), ΟΙβ-ΗΙβΒ-π 0 (Cl-C6), C4-H4-jr" (C1-C6), and C5-H5· -^ (C2/C3/C8/C7/S1). The first one is a typical C-Η-π interaction observed in the crystal. The hydrogen atom is directly above the center of the heterocycle, which indicates that the hydrogen atom is being attracted in the direction of the ring centre. The C18 -centroid distance is 3.638(5) Â and the bond angle is 122.3(1)°. This corresponds to a type-I interaction [2] . The other three intermolecular C-Η-π interactions belong to the type Π. Therefore, the molecules are packed together mainly by the stronger intermolecular C-Η-π interactions and the molecular structure are further stabilized by intramolecular C-Η -π interactions.
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